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Description ' ' 

[0001] The present invention relates to a recording liquid employing an aqueous medium. Particularly, h relates to a 
recording liquid for writing or ink jet printing, especially a recording liquid suitable for Inkjet printing. 

5 [0002] Heretofore, a water-color ink containing an acid dye or a direct dye dissolved in an aqueous medium, or a sol- 
vent-type ink containing an oil-soluble dye dissolved in an organic solvent, has been used as a recording liquid for ink 
jet printing. The solvent type ink contains a solvent and thus has a problem from the viewpoint of environmental safety, 
and it is not suitable for use in offices. On the other hand, the water-color ink containing tfwater-sbluble dye, has a prob- 
lem that the record will be poor in water resistance, when recording is made on a pulp paper. The record with the ink 

70 also has a poor light resistance. The same problems are also found in the recording liquid for writing. ; ^ 

[0003] To solve such problems, it has been proposed to use an aqueous dispersion ink employing a wat^-inspJuWe. , 
pigment with excellent water resistance and light resistance as a coloring material. However, with the cdrtventiohal 
aqueous dispersion ink of a water-insoluble pigment its storage stability and the recording density of the record were 
inadequate, and it was difficult to satisfy the properties of the record such as improvement of the printing density, pre- 

is vention of printing irregularities, etc. and the properties of the recording liquid such as the storage stability, the jetting 
stability, etc., at the same time. Accordingly, further improvements have been desired. , M ^ 

[0004] It is an object of the present invention to provide an aqueous dispersion ink which, even when recorded. on pulp 
paper or regenerated paper by writing or ink jet recording, gives a record with a high density and good printing quality 
and which is excellent in the storage stability and the jetting durability, whereby a record excellent also in fastness such 

20 as light resistance or water resistance, can be obtained. 

[0005] As a result of various studies for improving the printing density of an aqueous dispersion black ink employing 
a water-insoluble pigment, the present inventors have found that the S.A.D. (Surface Area Difference) of a printed por- 
tion when a recording liquid is; solid-printed on a pulp paper, interrelates to and gives a substantial influence to both the 
storage stability of the recording liquid and the printing irregularities, and recording density of the printed product. :The 

25 present invention has been accomplished on the basis of this discovery. By the present invention; it will be possible to 
obtain a recorciing liquid which is capable of satisfying the high printing density of the record and the storage stability 
and jetting stability of the recording liquid, at trie same 1 time. 

[0006] That is. the present inventidri provides "a riecording liquid characterized in that when "rt is printed with 1 00% duty 
and with a resolution of 600 x 300 dpi on an electrophotographic paper having a S.A.D (Surface Area Difference) of 

30 from 6.0 to 9.0 and a pH of from 6 to 8, the S.A.D. of the printed portion is at least 59.5. 

[0007] In short, the present invention defined the recording liquid in terms of the S.A.D. of the printed portion which 
is in the specific range. Whereas, with conventional ink jet recording liquids, the S.A.D. values as defined by the present 
invention are at a level of about 59.2 at best. " r ".^ "^ '^C^' '."- ^ 

[0008] Now, the present invention will be described in detail with reference to the preferred embodiments. 

35 [0009] The S. A.D. (Surface Area Difference) as defined by the present invention, represents the specif ic surface area 
of a record and is a parameter defined by the following formula. In the present invention, the following conditions are to 
be employed for its measurement. 

S.A.D (Surface Area Djfference)={(ESi/LPi)-1}xlO0 (%) 

40 

where Si is the area of every triangle formed by adjacent three data points. Pi is the area when Si is projected to a xy 
plane, £Si is the sum of all Si. and £Pi is the sum of all Pi. 

Measuring method 

45 

[0010] * 

Apparatus: Scanning Probe Microscope 

Type of Machine: NanoScope III, manufactured by Digital Instruments Company 
so Scanner: J-Head 

Measured Region: 1 x 1 

Number of Pixels: 512 x 512 

Scan Rate: 1.5 Hz 

Measuring Mode: Tapping AFM 
55 Probe: Si-DF 20. manufactured by Seiko Instruments Company 

Image Treatment: Planefit Auto Tertiary 

[001 1] In the present invention, printing is carried out with 100% duty and with a resolution of 600 x 300 dpi on an 
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electrophotographic paper, such as 4024 pciper (manufactured by Xerox Corporation) having a S.A.D. within a rahge of 
from 6.0 to 9.0 and a pH within a range of from 6 to 8 as measured by a cool water extraction method as described in 
JIS P8133. and the surface of the printed portion is measured under the above described measuring conditions to 
determine the S.A.D. The measured regions are portions other than fiber portions of the paper, and an average of four 
5 points (four regions) is taken as the data. The above-mentioned 4024 paper is an electrophotographic paper containing 
a rosin-type abietic acid as a sizing agent and from 1.8 to 2.2 wt% of Ti atoms in the paper. 

[0012] As described above, with the recording liquid of the present invention, the S.A.D. of the printed portion is at 
least 59.5. However, with a view to improvement of the recording density, it is preferably at least 60.0. more preferably 
at least 62.0, most preferably at least 65.0. But, in consideration of smear, the S.A.D. is preferably at most 90.0, more 

10 preferably at most 85.0, further preferably at most 80.0, most preferably at most 70.0. Namely, in consideration of the 
overall performance of the recording liquid, it can not be said that the higher the S.A.D. value, the better, and it is advis- 
able that the S. A D: value is within the above-mentioned specif ic range. The present invention is based on the discovery 
of the optimum range for the S.A.D. ^ 
[0013] Further, it has been found that when the recording liquid of the present invention is used, it is possible to 

is accomplish high density printing of such a level that the density OD of the printed portion is at least .1 .5 as measured 
by means of a Macbeth reflection densitometer (RD91 4). 

[001 4] The recording liquid of the present invention has good storage stability as compared with conventional record- 
ing liquids and has a characteristic such that the change in the particle size distribution of the recording liquid is small 
even when stored at a high temperature for a long period of time. Specifically, it is possible to present a receding liquid 

20 whereby, when the particle size distribution measured immediately after the preparation of the recording licpjtd is com- 
pared with the particle size distribution measured after storing the recording liquid for one week at 70°C, to take differ- 
ences for the respective fractions of the measured particle sizes, the total of such differences is at most 20%. preferably 
within a range of from 1 to 18%. more preferably from 2 to 15%. If this total value is too small; f locculation on a recording 
sheet when recorded, tends to be poor, whereby the printing density tends to be low, or printing irregularities t^nds to 

25 result, such being urxlesirable: V 1 ^ ^ ^- c ^ ; ^ • - > 

[001 5] In the present invention, the method for calculating the total of differences between the particle size distribution 
immediately after the preparation of the recording liquid and the particle size distribution after storage of the recording 
liquid for one week at 70°C. is as folkiws.^ : - . ••- r >i U — ; - vr ; :* ■ o 

30 • (D Measurement of' the particle size /.distribution'. ; ./^ 
immediately after: the preparation of the recording liauidj ./ \ 

35 ' 

[001 6] Firstly, the recording liquid immediately after the preparation, is used at the concentration as it is, and meas- 
urements are carried out by a particle size distribution meter (MicrotracUPA, sold by Nikkiso) under the following con- 
ditions. 

40 ' - ■■■ - - < • . . "•• •• ••• . ■ . ■ - . • •• •. . 

Measuring conditions (input parameters) 

[0017] 

45 Transparent Particles: No. Spherical Particles: No, 

Particle Refractive Index: 1.81 

Particle Density: 1.86 

Fluid Refractive Index: 1.33 

High Temp: 30.0°C, Viscosity: 0.797 cP 
so Low Temp: 20 .0°C. Viscosity: 1.002 cP 

Run Time: 300 (sec), Number of Runs: 2 

[0018] An average value of two measurements conducted under the above measuring conditions, is taken as the 
value for the particle size distribution of the recording liquid. 

55 
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© Measurement of the particle size distribution of the 
recording liquid ^ftey storage fpr pne we^K at 7Q°c 



[0019] The recording liquid is stored for one week at 70°C. and after the storage, it is returned to room temperature, 
and at the concentration as it is. the particle size distribution is measured by the same method as in the above item (3) 
w by a particle size distribution meter (MicrotracUPA, sold by Nikkiso). and an average value of two measurements, is 
taken as the value for the particle size distribution of the recording liquid. 

[0020] The results obtained in item © are compared with the results obtained in item (D, and differences are taken 
for the respective fractions of the measured particle sizes, and their total is 

[0021 ] The reason as to why the recording liquid in the present invention provides the above-mentioned superior per- 

15 formance is not clearly understood, but may be explained as follows. When the recording liquid of the present invention 
is recorded on a recording material (a paper sheet or a film), the water-insoluble pigment contained therein readily 
undergoes flocculation, whereby the S.A.D. of the surface of the printed portion becomes to be at least 59.5, and thus 
a high recording density can be realized. While the recording liquid of the present invention undergoes flocculation on 
a recording material, it undergoes no flocculation during the storage of the recording liquid, and accordingly, a stabilized 

20 record can always be obtained. Conventional recording liquids did not have such apparently opposite properties at , 
appropriate levels. In the field of coating materials, it has been taken for granted that the printing density is high when 
the surface of the printed portion is smooth i.e. the S. A.D. is small. Thus, it has been unexpected that the printed density 
becomes High when the S.A.D of the surface of the printed portion is large, as in the present invention. Thus, the 
present inventibn is based on a discovery of the fact which is unexpected from the common knowledge of the prior art. 

25 [0022] In the present invention, the characteristic of the recording liquid is defined by using as an index the ; S.A.D. 
(Surface 'Area' Difference) of the printed portion, when printirigchas been carried out with lOO%dLtywj^ 
600 x 300 dpi on an electrophotographic paper having a S.A.D. (Surface Area Dffierence). within a .range of from 6.0 to T 
9.0 and a pH within a range of from 6 to 8. However, so long as the recording liquid satisfies such- a d^inrtion\ rxi^ 
may be carried out on any recording sheet. For example, when the recording liquid of the present invention is employed 

30 for an ink jet recording method, the recording sheet may. for example, be a pulp paper such as an electrophotographic 
paper (such as Xerox 4024. Xerox 4200, Canon PB, Canon LC : 301, Canon CP-250 or Epson KA4250NP). a regener- 
ated paper {such as Xerox GreeM 00 or Xerox R). a coated paper (such as Canon HR-101s, Lexmark 1402650, Lex- 
mark 1402781; or HP 516342). a glossy paper (such as Canon GP-201, Canon GP-101, Canon HG-101, Canon HG- 
201, Canon BF-102, Canon BF-102. Canon KH-201, Epson MJA4SP6. Epson MJSP5, Lexmark 1402796, Lexmark 

35 1 372361 , Lexmark 1 372208. HP C6043A. or HP C5984A) or an OHP film (such as Canon CF-102. Epson MJOHPS1 N, 
Lexmark 1402798. or HP C3835A). 

[0023] To the recording liquid of the present invention, various additives may be incorporated. For example, a disper? 
sant may be incorporated. Useful dispersants are not particularly limited and include, for example, various anion sur- 
factants, nonionic surfactants, cationic surfactants, amphoteric surfactants and polymer type dispersants. 
40 [0024] The anionic surfactants include, for example, fatty acid salts, alkyl sulfates, alkylbenzene sulfonates, alkylnaph- 
thalene sulfonates, alkyisulfosuccinates. aikyldiphenylether disuifonates, alkyl phosphates, pdyoxyejhylenealkyl sul T 
fates, polyoxyethylenealkylaryl sulfates, alkane sulfonates, naphthalene sulfonic acid-formalin condensates, 
polyoxyethylene alkylphosphates, and a-olefin sulfonates. 

[0025] The nonionic surfactants include, for example, polyoxyethylenealkyi ethers, polyoxyethylenealkylaryl ethers, 
45 polyoxyethylene derivatives, oxyethylene/oxypropylene block copolymers. sorbKane fatty acid esters, polyoxyethylene 
sorbitol fatty acid ester^, glycerol fatty acid esters, polyoxyethylene fatty acid esters, and polyoxyethylene alkylamines. 
[0026] The cationic surfactants and amphoteric surfactants include, for example, alkylamine salts, quaternary ammo- 
nium salts, alkyl betaines and aminoxides. 

[0027] The polymer type dispersants include, for example, poly(meth)acrylic acids. (a-methyl)styrene/(rneth)acrylic 
so acid copolymers. (a-methyl)styrene/(meth)acrylic acid/(meth)acrylate copolymers. (a-methyl)styrene/maleic acid 
copolymers, (a-methyl)styrene/maleic acid/(meth)acrylate copolymers. (a-methyl)styrene/methacrylic acid copoly- 
mers, (a-methyl)styrene/methacrylic acid/acrylate copolymers. (a-methyl)styrene/maleic acid half ester copolymers, a- 
olefin/allyl ether/maleic acid copolymers, (a-methyl)styrene/(a-methyl)styrene sutf nic add copolymers, vinylnaphtha- 
lene/maleic acid copolymers. vinylnaphthalene/(meth)acrylic acid copolymers or their salts (such as alkali metal salts 
ss of e.g. lithium, sodium and potassium, or organic amine salts of e.g. triethanol amine, monoethanol amine, and 2- 
amino-2-propylalcohol). Here, (meth)acrylic add means acrylic add and/or methacrylic acid, and (a-methyl)styrene 
means styrene and/or a-methyl styrene. Among them, a polymer which serves as a dispersant and a binder for improv- 
ing the smear property, is preferably employed. Especially from the viewpoint of the smear resistance of the record, it 



4 



EP0 985 715 A2 



is preferred to add a polymer such as a block polymer, a graft polymer or a random polymer. From the viewpoint of the 
production cost, a graft polymer or a random polymer is preferred, and particularly preferred is a random polymer. The 
weight average molecular weight of such a polymer is preferably at most 50.000, more preferably at most 1 5,000. from 
the viewpoint of the jetting stability of the resulting recording liquid. 
5 [0028] In the present invention, as a binder, an anionic polymer, a nonionic polymer, an amphoteric (betaine type) 
polymer, a cationic polymer or a resin emulsion may, for example, be incorporated. 

[0029] Among these polymers, anionic polymers having anionic water-soluble groups selected from carboxylic (car- 
boxylate) groups, sulfonic (sulfonate) groups and phosphoric (phosphate) groups, are preferably employed. However, a 
polymer having hydrophobic groups, or a polymer having anionic water-soluble groups having a pKa of at most 3. is fur- 

w ther preferred from the viewpoint of the storage stability and jetting stability. Among them, a polymer having carboxylic 
(carboxylate) groups or sulfonic (sulfonate) groups, is most preferred from the viewpoint of the discharge stability and 
dispersibility. and particularly preferred is a polymer having sulfonic (sulfonate) groups. : 
[0030] As hydrophobic groups in the anionic polymer, a functional group having an aromatic^ing. such as a phenyl 
group, a benzyl group or a naphtyi group, or a linear or branched alkyl, alkenyl or alkinyl group having ^t least 4 carbon , 

75 atoms, which may be substituted, may, for example, be mentioned. 

[0031 ] Specifically, the anionic polymer to be used in the present invention, may, for example, be a styrene/acrylic apid 
copolymer, a styrene/acrylic acid/acrylate copolymer, a styrene/maleic acid copolymer, a styrene/maleic acid/acrylate 
copolymer, a styrene/methacrylic add copolymer, a styrene/methacrylic acid/acrylate copolymer, a styrene/maleic acid 
haK ester copolymer, a styrene/styrene sulfonic (sulfonate) copolymer, a vinyl naphthalene/maleic acid copolymer, a 

20 vinyl naphthalene/acrylic acid copolymer, a naphthalene sulfonic acid-formalin condensate, a lignin sulfonic add. or a 
salt thereof. Among them, a styrene/acrylic acid copolymer, a styrene/acrylic acid/acrylate copolymer, a styrene/maleic 
acid copolymer, a styrene/maleic acid/acrylate copolymer, a styrene/methacrylic add copolymer, a styrene/methacrylic 
acid/acrylate copolymer, a styrene/maleic add half ester copolymer, or a styrene/styrene sulfonic (sulfonate) copoly- 
mer, is further preferred. Further, in order to obtain a printed product which has a good color tone and which dMs nqt . 

25 run with water, such an anionic polymer is preferably not colored. Accordingly, preferred is one whereby the maximum , 
value of the absorbance within a range of from 380 to 780 nm, is at most 0.05 g" 1 • I * cm* 1 , particularly at most 0-OV 9". , 

1 •l*CnV 1 . : . ......... :i.....- t ;-.-,;:V v.fiT 1 >'. p 

[0032] To the recording liquid of the present invention, other additives such as a surface tension ^r^ljjng ^ger^Qr^ 
an antiseptic may further be incorporated.; ; ■ . - : r-rvsw • y^-^ye k^a: 

30 [0033] In the present invention, the above-mentioned anionic polymer anc * tn ® above-mentioned nOTippic ^additive 
may be employed in combination. In such a case, the ratio in content of ; the anionic polymer and the nbnloni&^ifiv^' 
is preferably from 12:1 to 1 :1 , more preferably from 1 0:1 to 2:1 , from the viewpoint of the storage stability and the print- 
ing density. 

[0034] The water-insoluble pigment to be used in the present invention may, for example, be an organic pigment, an 
35 inorganic pigment, a disperse dye or an oil-soluble pigment. Specifically, the following may mentioned. 

[0035] Specific examples of a pigment to be used for an yellow ink. indude CI. pigment yellow 1 , 2, 3. 1 2, 1 3, 1 4, i 6, 
17. 73, 74, 75. 83. 93. 95, 97. 98. 114. 128. 129, 151 and 154. 

[0036] Further, specific examples of a pigment to be used for a magenta ink, include C.I. pighient red 5, 7, 1 2. 48(Ca), 
48(Mn), 57(Ca), 57:1. 112, 123. 168, 184 and 202. Specific examples of a pigment to be used for a cyan ink, include 
40 C.I. pigment blue 1 , 2. 3, 15:3. 1 5:34. 1 6, 22 and 60, C.I. bat blue 4 and 60. Other than the above, C.l. pigment red 209. 
122, 224, 177 and 194, C.l. bat violet 43, C.l. bat violet 3, C.l. pigment violet 19. 23 and 37. C.l. pigment green 36V 7,,'" 
or C.l. pigment plue 15:6 or 209. may also be used. 

[0037] The oil-soluble pigment may, for example. be C.l. sdvent yellow 16,21,25.29,33.56, 82.88.89, 150. 151 or 
163, C.L solvent red 24 or 27, C.l. solvent blue 14, 25, 38, 48, 67. 68. 70 or 132, C.l. solvent black 3. 5, 7, 27. 28. 29 or 

45 34. Other than the above, oil yellow 105 or 107. balifast yellow 1 101 or 1 105, balifast red 1306. balifast blue 1603, 1607 
or 261 0, balifast black 1 802, 1 807 or 3830 (the foregoing, manufactured by Orient Kagaku Kogyo K.K.), aizehspiron yel- 
low GRLH or 3RH. aizenspiron blue GNH, 2BNH or BPNH, aizenspiron black MH or GMH (the foregoing, manufactured 
by Hodogaya Chemical Co., Ltd.). oleosol blue G, oleosol black AR (the foregoing, manufactured by Taoka Kagaku 
Kogyo K.K). or orasd black RL1 (manufactured by Chiba Gaigy) may. for example, be mentioned. The disperse dye 

so may, for example, be C.l. disperse yellow 3. 82 or 54, C.l. disperse red 60 or 1 91 . or C.l. disperse violet 57. 

[0038] Further, in the present invention, a carbon black such as acetylene black, channel black or furnace black may 
be employed. Among them, furnace black is preferred. The carbon black to be used, usually has a DBP oil absorption 
within a range of from 60 to 300 mZ/1 00 g, preferably from 90 to 200 m*/1 00 g, from the viewpoint of the recording den- 
sity, particularly preferably at least 140 rrtf/100 g. Further, the 24M4DBP oil absorption is preferably at least 80 m//100 

55 g, particularly preferably at least 90 m#100 g. Further, the volatile content is usually within a range of at most 8 wt%. 
preferably at most 4 wt%. more preferably at most 3 wt%. In addition, the BET specific surface area is preferably at least 
1 50 m 2 /g from the viewpoint of the storage stability and discharge stability, particularly preferably within a range of from 
200 to 1 ,000 m 2 /g. The primary particle size is preferably at most 40 nm from the viewpoint of the storage stability, more 
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preferably at most 20 nm, further preferably at most 16 nm. most preferably a< most 13 nm. Further, its pH is preferably 
from 2 to 10, particularly preferably from 6 to 9. Here, the DBP oil absorption of carbon black is a value measured by 
method A of JIS K6221 , the volatile content is a value measured by the method of JIS K6221, the BET specific surface 
area is a value measured by method D of ASTM D3037, the pH is a value measured in accordance with JIS K6221 , the ; 

5 24M4DBP oil absorption is a value measured by the method of ASTM D3493, and the primary particle size is an arith- 
metic average diameter by an electron microscope. , : ■ > ; 
[0039] Specifically, such carbon black may, for example, be #2600. #2300, #990. #980, #960, #950, #900. #850, #750. . 
#650, MCF-88. MA-600, #95. #55, #52, #47. #45. #45L, #44, #40, #33. #32. #30. #25. #20, #10 or #5 (the, foregoing, 
manufactured by Mitsubishi Chemical Corporation). Color Black FW1, FW2, FW2V. FW18, FW200. Special Black4, 4A, ... 

10 5, 6. 100. 250. 350. 550, S160, S170. Printex U.V.140U, 140V. 95. 90. 85. 80. 75. 45. 40. P, 60, 300. 30. 35, 25, 200. A, 
G, 6, L (the foregoing, manufactured by Degussa). Regal4l5R. 330R. 1250R. 995R. Monarch800. 880. 900, 460.; 280 
or 120 (the foregoing, manufactured by Cabot). Raven 850. 780 ULTRA, 760ULTRA. 790 ULTRA. 520. 500, 410, 420, 
430, 450, 460, 890 or 1020 (the foregoing, manufactured by Columbia). 

[0040] In the present invention, among the above described water-insoluble pigments, a carbon black is particularly 
15 preferred: 

[0041 ] The water-insoluble pigment to be used for the recording liquid of the present invention may be one having a 
water-insoluble pigment chemically treated (such as oxidation treatment or fluorination treatment) or one having a dis- 
persant a surfactant, etc.. physically or chemically bonded (e.g. by graft treatment, or one having a dispersant prelimi- 
narily adsorbed prior to dispersion), so long as it is one having the above physical properties. The aqueous medium to 

20 be used for the recording liquid of the present invention comprises water as the main component and is preferably one 
having a water-soluble organic solvent added to water. The water-soluble organic solvent may. for example, be ethylene 
glycol, propylene glycol, butylene glycol, diethylene glycol, Methylene glycol, polyethylene glycol (#200 or #400). glyc r 
erol, an alkyl ether of such a glycol, N-methylpyrrolidone, 1,3-dimethylimidazolinone. thiodiglycd, 2-pyrrolidone. sul- 
foran, dimethylsutfoxide, cliethandamine, triethanolamine, methanol, ethanol or isopropanoL 

25 [0042] The recording liquid of the present invention may contain in addition to the above described components, a 
water-soluble resin, a fungicide, a disinfectant, a pH-contro!ling agent or urea, as the case requires. ^ u, v 

[0043] The recording liquid of the present invention may be prepared in such a manner that the above-mentioned 
respective components are mixed, and the water-insoluble pigment is pulverized into fine particles and dispersed by 
'means of a dispersing machine. The dispersing machine may. for example, be a jet mill such as a nanomizer or an 

30 ultimizer whereby pulverization can be carried out without employing a medium, as well as a ball mill, a roll mill or a sand - 
grind mill. Particularly preferred is a sand grind mill or a jet mill free from contamination derived from a medium. 
[0044] After the pulverization and dispersion, coarse particles are removed by means of a filtration machine or a cenr 
trifugal separator. Components other than the water-insoluble pigment, the dispersant and water, may be added after 
the pulverization and dispersion treatment. The pulverization and dispersion treatment can be effectively carried out by 

35 preparing the liquid at a high concentration. Accordingly, it is preferred that a treated liquid prepared at a high concen- 
tration is finally diluted with an aqueous medium to adjust the concentration of the recording liquid. 
[0045] It is preferred to adjust the average particle size of the water-insoluble pigment in the recording liquid within a 
range of from 0.01 to 0.4 |im from the viewpoint of the dispersion stability and the jetting stability. The average particle 
size is more preferably from 0.01 to 0.3 jim, most preferably from 0.1 to 0.3 *im. Further, the maximum particle size of 

40 the water-insoluble pigment is at most 5 urn. from the viewpoint of the dispersion stability and the jetting stability. 

[0046] The composition of the recording liquid is not particularly limited, but in order to obtain a record wherein the 
S.A.D. of the printed portion is at most 59.5 as defined by the present invention, such can be accomplished by optimiz- 
ing the type of the water-insoluble pigment and the blend proportion of the dispersant. 

[0047] The amount of the water-insoluble pigment is usually within a range of from 1 to 20 wt%, based on the total 
45 weight of the recording liquid, preferably from 3 to 15 wt%. more preferably from 5 to 15 wt%. The amount of the dis- 
persant is usually within a range of from 2 to 100 wt%. based on the weight of the water-insoluble pigment, preferably 
from 3 to 50 wt%, more preferably from 5 to 20 wt%, most preferably from 5 to 15 wt%. 

[0048] The amount of the water-soluble organic solvent in the recording liquid is usually within a range of from 5 to 
30 wt%. preferably from 10 to 20 wf%. The amount of a polymer which serves as a dispersant and/or a smear resist- 
50 ance-improving agent, is preferably within a range of from 0.1 to 5 wt%, more preferably from 0.2 to 3 w1%. 

[0049] The object of the present invention can readily be accomplished by a recording liquid prepared especially in 
such a manner that as the water-insoluble pigment, one having a DBP oil absorption of at least 140 rrU/100 g is 
selected, and dispersant is incorporated in an amount of from 5 to 1 5 wt%, based on the carbon black. 
[0050] More preferably, in such a recording liquid, a carbon black having a primary particle size of at most 20 nm is 
55 used. Particularly preferably, a carbon black having a BET specific surface area of from 200 to 1 .000 m 2 /g or a volatile 
content of at most 4%. is employed. Further, an excellent recording liquid can be obtained by selectively using a carbon 
black having preferred physical properties, as mentioned above with respect to the carbon blade 
[0051 ] With respect to the water-insoluble pigment, the dispersant. the additive and the organic solvent a single type 
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of substance may be employed alone, but. in some cases, two or more different types bf substances may be used in 
combination, to further improve the effects of the present invention. 

[0052] In the ink jet recording method of the present invention, a recording liquid prepared as described above will be 
employed, and printing is carried out by jetting droplets of the recording liquid in accordance with a conventional 
5 method, whereby a printed product of high quality can be obtained under good jetting stability. 

[0053] Now. the present invention will be described in further detail with reference to Examples. However, it should 
be understood that the present invention is by no means restricted to such specific Examples. In the following Exam- 
ples, "parts*' and mean "parts by weight" and "% by weight", respectively. 

10 EXAMPLE 1 

Preparation of recording liquid 

[0054] 





Composition of recording liquid 


Amount (parts) 


20 


Carbon black (A) 


4.0 




Na salt of copolymer of styrene/acrylamide-2-methylpropane sulfonic acid/(2,4-dihydroxybenzo- 
phenone) adduct of glycidyl methacrylate 


0.4 




(random polymer: weight ratio of monomers=30/50/20, weight average molecular weight=6,000) 




25 


1 ,3-DimetlTyl-2-imidazolidinone 


4.0 




Deionized water 


35.6 




Total 


44.0 



[0055] The above-identified components were taken into a cylindrical stainless steel container and subjected to dis- 
persion treatment for 40 hours by means of a sand grinder together with 67 parts of glass beads having an average size 
of 0.5 mm. To the obtained liquid. 0.1 part of Otfin E1010 (acetylene glycol ethylene oxide adduct. HLB: 13. manu^c- 
tured by Shinetsu Chemical Co., Ltd.) and 5 parts of deionized water were added and thoroughly stirred. Then, 4 parts 
35 of glycerol, 3 parts bf ethanol and 43.9 parts of deionized water were further added thereto, This liquid was filtered, 
under pressure by means of No. 5C filter paper, and the liquid thereby obtained was : used as a recording liquid. 

Printing test 

40 [0056] The recording liquid obtained by the method disclosed in the above Example, was filled into a black cartridge 
(HP51629A) for DeskWrrter660C manufactured by Hewlett Packard, which was preliminarily cleaned, and the cartridge 
was set in a printer. A black solid of 5 cm x 5 cm was prepared (100% Duty) on the after-mentioned Mac Draw, and ink 
jet recording was carried out on an electrophotographic paper (Xerox 4024 paper, manufactured by Xerox Corporation, 
the pH of the paper was 6.4 as measured by a cool water extraction method as disclosed in JIS P8133) under the fol- 

45 lowing conditions. 

Printing conditions 
[0057] 

so 

Printer: DeskWriter660C, manufactured by Hewlett Packard 
Ink Cartridge: HP51629A 
Computer: Macintosh Performa550 
Software: Mac Draw 111.1 
55 Print Option: Monochromatic Printing 

Paper Setting Paper Size: A4, Paper: Pulp Paper 
Option Density Setting: Normal, 
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Ink Control: Automatic, ' \ 

Half Tone: Automatic, 
Color Adjustment: Automatic 

5 Print Quality: Normal (600 x 300 dpi) 

[0058] As a result, jetting performance was good and constant without clogging, and a printed product of good printing 
quality was obtained. The results of evaluation by the following methods are shown in Table 1 . 

10 Measurement of S.A.D. 

[0059] The S. A.D. of the solid portion of the printed product obtained by the above printing test was measured under 
the following measuring conditions. 

is Measuring method 

[0060] 

Apparatus: Scanning Probe Microscope 
20 Type of Machine: NanoScope III, manufactured by Digital Instruments Company 

Scanner: J -Head 

Measured Region: 1 ^m x 1 ^m 

Number of Pixels: 512 x 512 

Scan Rate: 1.5 Hz 
25 Measuring Mode: Tapping AFM 

Probe: Si-DF20, manufactured by Seiko Instruments Co.. Ltd. 

Image Treatment: Planef it Auto tertiary 

[0061] Under the above conditions, the surface of the printed portion was measured, and the S.A.D. was calculated. 
30 The measured regions were portions other than fiber portions of the paper, and an average of four points (four regions) 
was taken as the data. 

Evaluation of printing density 

35 [0062] The density of the printed product obtained by the above printing test was measured by means of a Macbeth . 
reflection densitometer (RD914). The results were evaluated under the following standards and shown in Table 1 . 

©: OD being at least 1 .5 

O ■ OD being at least 1 .4 and less than 1.5 

40 a: OD being at least 1 .3 and less than 1 .4 

X: OD being less than 1 .3 

Water resistance test 

45 [0063] The printed product obtained in the printing test, was immersed in city water in a beaker for 5 s^onds. The 
printed product was dried, and the presence or absence of print smudging was visually evaluated. The results were 
evaluated under the following standards and shown in Table 1. 

O: no substantial print smudging observed. 
so a: slight print smudging observed, but practically no problem. 
X: substantial print smudging observed. 

Light resistance test 

55 [0064] The printed product was irradiated for 100 hours by means of a xenon fade meter (manufactured by Suga 
Shikenki K.K.), whereupon discoloration was visually evaluated. The results were evaluated under the following stand- 
ards and shown in Table 1 . 
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'O: good 

a: slight discoloration observed, but practically no problem. 
X: substantial discoloration observed. 

5 Measurement of particle size distribution 

[0065] The obtained recording liquid was, at the concentration as it was, subjected to the measurement of the particle 
size distribution by a particle size distribution meter (MicrotracUPA, sold by Nikkiso). 

w Measuring c onditions 

[0066] 

Transparent Particles: No, Spherical Particles: No, 
15 Particle Refractive Index: 1 .81 

Particle Density: 1.86 

Fluid Refractive Index: 1.33 

High Temp: 30.0°C. Viscosity: 0.797 cP 

Low Temp: 20.0°C, Viscosity: 1.002 cP 
20 Run Time: 300 (sec). Number of Runs: 2 

[0067] An average value of two measurements conducted under the above measuring conditions, was taken as the 
value of the particle size distribution of the recording liquid. As a result, the average particle size of the recording liquid 
obtained in Example 1 was 0.068 ^m. 

Sloraoe stability test .= - ^ ^ »h* v v^-^i, -n : .-^o.; ■ - . 

[0068] "'The obtained recording liquid was stored for one week at ;70°C, and after the storage, it was returned to room 
temperature and at the concentration as itwas/ subjectedto the measurement of particle size di^ib^on in $e^me , 
30 method as described above by a particle, size distribution meter (MjcyptracUPA^^ re ^^ ; 

were compared with the results of the above test of particle size distribution, to take difference^ for the resp^ctiv^ frac- 
tions of the measured particle sizes, and the total of the differences (%) was calculated. 

EXAMPLE 2 

Preparation of recording liouid 
[0069] 



40 





Composition of recording liquid : i - : " ; '•' • -• • 


Amount (parts) 




Carbon black (B) 


4.0 


45 


Na salt of copolymer of styrene/acrylamide-2-methylpropane sulfonic acid/^-hydroxybenzophe- 
none) adduct to glycidyl methacrylate 

(random polymer: weight ratio of monomers=30/50/20. weight average molecular weight=6 ( 000) 


0.4 




1 ,3-Dimethyl-2-imidazolidinone 


4.0 


50 


Deionized water 


35.6 




Total 


44.0 



55 [0070] The above-identified components were taken into a cylindrical stainless steel container and subjected to dis- 
persion treatment for 3 hours by means of a sand grinder together with 152 parts of zirconia beads having an average 
size of 0.5 mm. To the obtained liquid, 4 parts of glycerol, 3 parts of ethanol and 49 parts of deionized water were added 
and thoroughly stirred. Then, this liquid was filtered under pressure by means of No. 5C filter paper, and the liquid 
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thereby obtained was used as a recording liquid. The average particle size'of the obtained liquid was 0.1 80 *im. Further, 
using the recording liquid obtained here, printing and evaluation were carried out in the same manner as in Exampje 1 . 
The results are shown in Table 1 . 

5 EXAMPLE 3 

Preparation of recording liquid 
[0071] 





Composition of recording liquid 


Amount (parts) 


75 


Color Black FW1 8 (manufactured by Degussa) 


4.0 




Na salt of copolymer of styrene/acrylamide-2-methylpropane sulfonic acid/acrylic acid 


0.4 




(random polymer: weight ratio of monomers=50/30/20, weight average molecular weight=8,000) 






1,3-Dimethyl-2-imidazolidinone 


4.0 


20 


Deionized water 


35.6 




Total - ■ • " > ' • - « - • ^ . , . ■ ■ ■ • ,. 


44.0 



25 [0072] The above-identified components were taken into a cylindrical stainless steel container and subjected to dis- 
persion treatment for 3 hours by means of a sand grinder together with 152 parts of zirconia beads having an average. . 
size of 0.5 mm. To the obtained liquid. 4 parts of glycerol. 3 parts of ethanol and 49 parts of deionized water were added 
and thoroughly stirred. Then. k '1his^lK|6icl ^iwas 'f atered^ uhder'-i)ressure-by linearis .-of No. 5C filter paper, and the liquid 
thereby obtained vras used as £ recording liquid; The averaige particle size of the obtained liquid was 0.103 tun, -Further, 

30 using thereaxdihg liquid obiaih^ H and evaluation were carried out in the same manner as in Example 1. 

The results are ^own in Table f: ? - ^ : ' - ' ■ • ■■• 

COMPARATIVE EXAMPLE 1 

35 [0073] The ink of a commercial black ink cartridge for ink jet recording (HP C4840 A, manufactured by Hewlett Pack- 
ard) was withdrawn, and evaluation was carried out in the same manner as in Example 1. The results are shown in 
Table 1. 

COMPARATIVE EXAMPLE 2 

40 

[0074] The S.A.D. of Xerox 4024 paper alone was measured and found to be 7.0. From this result, it was confirmed 
that the values of S.A.D. in Examples 1 to 3 and Comparative Example 1, 3. 4 and 5 were values derived from the 
recording liquids. 

45 COMPARATIVE EXAMPLE 3 

[0075] The ink of a commercial Wack ink cartridge for ink jet recording (HP 51 645A, manufactured by Hewlett Pack- 
ard) was withdrawn, and evaluation was carried out in the same manner as in Example 1. The results are shown in 
Table 1. 

so 

COMPARATIVE EXAMPLE 4 

[0076] The ink of a commercial black ink cartridge for ink jet recording (HP 51629A. manufactured by Hewlett Pack- 
ard) was withdrawn, and the evaluation was carried out in the same manner as in Example 1 . The results are shown in 
55 Table 1. 
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COMPARATIVE EXAMPLE 5 1 

[0077] The ink of a commercial black ink cartridge for ink jet recording (12A1 970. manufactured b Lexmark Company) 
was withdrawn, and evaluation was carried out in the same manner as in Example 1. The results are shown in Table 1. 



Table 1 





S.A.D. 


Storage Test (%) 


Water Resistance 
Test 


Light Resistance 
Test 


Printing Density 


Example 1 


61.0 ; 


9.28 


o 


, ; o ... 


o . ... 


Example 2 


68.1 


14.88 


o 


O 


® 


Example 3 


61.9 


13,20 


• o 




' ; ..;;P:.f: 


Comparative Exam- 
ple 1 


59.2 


23.52 


o 


o 




Comparative Exam- 
ple 3 


43.5 


26.50 


o 


o 


X 


Comparative Exam- 
ple 4 


43.2 


19.04 


o 


o . 


X 


Comparative Exam- 
ple 5 


23.6 


18.72 


o 


p 


X 



[0078] In Table 1 . the storage stability test {%) is the results obtained by taking differences in the particle size distri- 
bution between immediately after the preparation of the recording liquid and after storage for one week at 70°C and cal- 
culating the totalof the differences^;^- t ^ ^.-\, ..;-:*.,: 
[0079] In the following Table 2, the physical properties of carbon blacks used in Examples 1 and 2 are shown. , r 

30 



Table 2 





Particle Size 
(nm) 


Specific Surface 
Area (rrfrg) 


DBP Oif Absorp- 
tion (m//100 g) 


pH 


-FCor.CC* 


Volatile Content 
(wt%) 


Carbon Black A 


15 


262 


147 


5.0 


v FC ; 


1.0 


Carbon Black B 


14 


294 


147 


7.0 


. FC ... 


3.0 


Color Black 
FW18 


15 


260 


160 


4.0 


CC 


4.5 



* FC: Furnace Carbon Black 
CC: Channel Cartoon Black 



45 [0080] When the recording liquid of the present invention is employed, it is possible to obtain a stabilized recorded 
image with a high recording density and free from printing irregularities, even when recorded by ink jet recording on pulp 
paper or regenerated paper, and the storage stability and jetting stability are good, and further, it is possible to obtain a 
record which is excellent in fastness of an image, such as water resistance or light resistance. With such characteristics, 
the recording liquid of the present invention is useful not only for ink jet recording or writing but also as a recording liquid 

so for other purposes. 

Claims 

1 . A recording liquid characterized in that when it is printed with 100% duty and with a resolution of 600 x 300 dpi on 
55 an electrophotographic paper having a S.A.D (Surface Area Difference) of from 6.0 to 9.0 and a pH of from 6 to 8, 

the SAD. of the printed portion is at least 59.5. 

2. The recording liquid according to Claim 1 , wherein the S.A.D. of the printed portion is within a range of from 60.0 
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to 90.0. 1 1 

3. The recording liquid according to Claim 1 or 2, wherein the density of the printed portion is at least OD1 .5. 

5 4. The recording liquid according to any one ot Claims 1 to 3, wherein the electrophotographic paper is 4024 paper 
manufactured by Xerox Corporation. 

5. The recording liquid according to any one of Claims 1 to 4, wherein the recording liquid comprises an aqueous 
medium and a water-insoluble pigment. 

io ••• • - • 

6. The recording liquid according to Claim 5. wherein the water-insoluble pigment is carbon black. 

7. The recording liquid according to any one of Claims 1 to 6, wherein the total of differences between the particle size 
distribution immediately after the preparation of the recording liquid and the particle size distribution after storage 

is of the recording Hqud for one week at 70°C. is at most 20%. 

8. The recording liquid according to any one of Claims 1 to 7, which contains an anionic polymer having anionic water- 
soluble groups and having a pKa of at most 3. 

20 9. The recording liquid according to any one of Claims 1 to 8, which contains an anionic polymer having sulfonic (or ( : ; 

sulfonate) groups. t 

10. A recording liquid comprising 100 parts by weight of carbon black having a DBP oil absorption of at least 140 
m//100 g and from 5 to 15 parts by weight of a dispersant. 

25 

11. The recording liquid according to Claim 10, wherein the dispersant is a poly^ . - 

12. The recording liquid according to Claim 10or 11. wherein the primary particle size of the carbon black is at most 

30 

13. The recording liquid according to any one of Claims 10 to 12, which is characterized in that when it is printed with 
100% duty and with a resolution of 600 x 300 dpi on an electrophotographic paper having a S.A.D (Surface Area 
Difference) of from 6.0 to 9 0 and a pH of from 6 to 8. the S.A.D. of the printed portion is at least 59.5. 

35 14. The reqording liquid according to any one of Claims 10 to 13, wherein the total of differences between the particle 
size distribution immediately aftler the preparation of the recording liquid and the particle size distribution after stor- 
age of the recording liquid for one week at 70°C, is at most 20%. 

15. A printed product obtained by an Inkjet recording method which comprises jetting droplets of the recording liquid 
40 as defined in any one of Claims 1 to 14. 

1 6. An ink jet recording method which comprises jetting droplets of a recording liquid to carry out recording i; wherein 
the recording liquid as defined in any one of Claims 1 to 14 is used as the recording liquid. 

45 " v ' •■ : ' - 
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